. The bond ing situation o f 6 would be related to that of the tetrathiapentalene derivative 7 [15] .
C arbon sulfide (1) rapidly polymerizes [1] . Its dimer 2 [2] [3] [4] [5] [6] and hexamer 3 [7] [8] [9] could be de tected by neutralization-reionization mass spectro metry. A t room tem perature, only the nonamers 4 [10, 11] and 5 [12] are stable compounds. In the context of our studies aimed at the preparation of new sulfur containing compounds with unusual structures, i.e., strong intra and intermolecular S -S non-bonded interactions (cf. [13] ), we tried to synthesize tetrathiaacepentalene derivatives such as 6 starting from diethyl dihydroxythieno-[2,3-b]-thiophenedicarboxylate (8) [14] . The bond ing situation o f 6 would be related to that of the tetrathiapentalene derivative 7 [15] .
Results and Discussion
The reaction o f 8 with the Lawesson reagent (L. R.) [16] and sulfur in boiling xylene (cf. the syn-* Reprint requests to Prof. Dr. R. Gompper.
Verlag der Zeitschrift für Naturforschung, D-72072 Tübingen 0932-0776/93/1100-1621/$ 01.00/0 thesis of l,2-dithiole-3-thiones [17] [18] [19] ) gives rise to the tetracyclic com pound 9. The synthesis o f 9 can also be accomplished by treatm ent of the ketene m ercaptal 11 with phosphorus pentasulfide (cf. the synthesis of l,2-dithiole-3-thiones from oxoketenemercaptals [18] ). 11 can be obtained by reacting the disodium salt o f 10 [14] with carbon disulfide followed by the methylation o f the formed tetrasodium salt of 3,4-dihydroxy-2,5-bis(dithiocarboxylic acid). 10 [14] has a diketone structure, as revealed by an X-ray analysis (Fig. IV) , in con trast to the enol structure of 8. 
11
A single crystal of 9 could be obtained by recrys tallization from a large am ount of dimethylformamide. The structure determ ination (cf. Fig. 1 -3 ) shows that 9 is a planar molecule. Bond lengths and angles are com parable to those o f 1,2-dithiole-3-thiones [21, 22] . The space-filling drawing (cf. Fig. 2 ) dem onstrates that 9 can be viewed as a sul fur-coated C 8 framework.
The molecules of 9, arranged in a herringbone structure (cf. [23] ), form a three-dimensional net work in the crystal by way of sulfur-sulfur contacts (Fig. 3) . Each sulfur atom has up to three intermo- (Table I) are smaller than the two-fold van der Waals radius (3.70 Ä) [24] of sulfur. This accounts for the high calculated density (D calcd = 2.025 g cm -3).
lecular S ••• S contacts whose distances
Fractional atomic coordinates and equivalent isotropic displacement param eters for 9 and 10 are given in Table II and III, respectively. Experimental P art Solvents were dried by standard methods. All reagents were used without further purification. Infrared spectra were recorded with a Bruker AC 200 spectrophotom eter, UV-VIS spectra with Zeiss D M R 10 and Perkin-Elmer lambda 3 spec trophotom eters. 'H N M R spectra were obtained using a Bruker W P 80 (80 M Hz) instrument with Me4Si as an internal standard. Mass spectra were measured on a Finnigan M AT 90 spectrometer.
Thieno[2,3-b]thieno[3,2-c; 4,5-c'Jb is( 1,2-dithiole) -3 ,6 -dithione (9)
a) The suspension of 1 g (3. (11) 0.78 g (18 mmol) of 8 [14] were added in por tions to the mixture o f 0.72 g (18 mmol) o f sodium hydride (60% dispersion in mineral oil) and 0.60 ml (10 mmol) of carbon disulfide in 60 ml of dimethylformamide. The mixture was stirred for 2 h at room tem perature, then cooled with an icewater bath. 1.14 ml (18.0 mmol) of methyl iodide were added and the mixture stirred for 12 h at room temperature. The resulting mixture was poured, with stirring, into 300 ml o f water and then extracted three times with ether. The com bined extracts were washed with 200 ml of a satu rated solution of sodium chloride in water and afterwards with 200 ml o f water. After drying the organic extracts with sodium sulfate the solvent was removed in vacuo. The residue was recrystal lized from dimethylformamide to give 1. 
